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»^tTI^Tt *^HJtCiJV^Ts PAGilb 

r o^iiB 7 x y — ^cogp^-x >mx x x;l/©ffifflfij 
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2 - 7" 7 F^y^^Z^'F- 5-X;V^>'^JiX7 L /l'^: 

£<£ 5 &+y z/Vyv FiiflcfDx^.tyixxf;^ 

1, 2-^>y^y>'-2-^T> ? F-4-X;V^>'^ 
^P^F, 1, 2-t7F+/y-2-^7~>*K-5 

-x^v^p^-y f\ l. 2— tyh^yy-i- 
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tfx 3>7!/**>fbatt ; Tkmm, 

t«tt-Mfc;i/-a' -x;i/*-;i^ryy ^ 
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-sfc&to; ^;i/^v^3ix-7-;K x^^x-x-^k 
yvliXfJl/SfOtlliXf/l/ ; AM>175 
F\ X;I/*>i75F, 'J S/ffiT 1 5 Ytsi)L<nMmm7 5 
F ; yOK 5 F\ XiVtiUm-f 5 h\ U 5 

[0015] (3) r>v*y RT»te:7xy-rt/BfJ!g 
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^f;l/7x/-;K 2, 5-^f;l/7x/-;k 
3, 4-i?^f;l/7x/-;k 3, 5~^f;l/7x7 
— ;K 2, 3, 5-F'J^f;l/7x/-;K 3, 4, 5 
-F'Jj«?;l/7x7- ;k 2-t-7f;P7x7-;k 

3- t-7f;P7x7-JK 4-t-7f;V7x7-;l/ 
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jVftF, m-i'nD'<yX7;l/fl:K > p-^un-^ io 
VXTJI/ffc b\ o-^FP^^VftK, m-x 
Fa^7X7;I/ft F, p-^ba^yX/^rt: F, 
o — y^l^i-'XT^W^t: F> m-/^)MVX7jVf 
p-^fMVX7;l/ft F, p -jc^jV<soC 
T^-r'tF, p-n-X^;W>X7^-rfc: F N 
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y — Jjq$fi£ti43 ±0 : e-;V7xy-?lt SM^- W 

7n^-;l/7x/-Ml^(±, YV7o^-;P7x 
y — ;l/£D#J$M-&ft?3 J: r>V V y p--Sx;b:7 x y — ;V h 

)W-f v 7°p^-;i/7 x y -}V tnm^m^^co^ 

ttvw^i, vWyS-fSK ffl^tfx;K T9 
S o *jRiSJn^t±, ffiflt 0 . i~70i SfSKtii 

— 5 0%. I£ffSL< a 3 — 4 0%7?253 o TK^gsfin 

[0019] temmcou^x hffl^ttffctijg^fcjst; 

vggtortfi^f*. tTx;l<T;L/P— ;l/tt-&{£, tf 
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>\ y^;l/x^;U<}rh:>\ i/*a^;x s^d-S 
^^y^if©^FVlS ; n-Xn/V-;K i -7p 

^y— ;k n-y^y-;K i-x^y-zk t— 7$* 

y— ;K S/^D^iJ-y— /I/S^W^n- ; x?- 
U^^'J =3— ,i/v»y^-;t,x— x;K x^u>^y p— ;b 
i?x^-;i/x~77k v^^+J-v&Jfox— -f ; xx- 
L/y?"'J 3-^f)l;x-f)I/, x-^U^y p— 71/ 

tyi^n-f^ 7nt:^ijn- ;i^&yy^xt/ 

x— f;k Xd tpy^'J 3-*t7x?-;l/x-f;bS: 
if or/bp— ;]/x-7XHR ; 4^Xp tf ;k 4^XX- 
;k W^yntf;K W®7"^;K X°Ptf*>^y?Xk 
Xoift>Bxf;K B»^m @ggpi^;U&if<£>x 
Xt;H : a-t*>'7'Dt:t>'i^fjK a 

*v|xxf;l/I ; •bDy?V77^r-h, y^XMzn 
V^KXT-te-r— K x^W:PV^77-bf- k 7n 
tf^-bav^T-b-r— 7f;l/tnv;l/77^r- 
h&ifto^nv^kXxxxrt^; ^ntf uc/^y p— 
;k XPtf M/^f-jVx- -r^T^-r— 

k Xn e U>i^iJ n-;!/t/xf ^x-f^Ttf - 
K yxn^u>ifV xi— ;l/t/7f;l/x- r^ifcDX" 
□ tf >4^'J 3— ;MK ; yxfUy^'Ja-^/^f 
;l/X— f;k ^xf UV^iJ 3-;W7x?;l/X-f 
;K ^'x^- 1/> ij f ;l/x-f jK v^x^U 

V^'U n-^^x^l/X-x/l/^HiO^x^U-V^y p 

«; h;l/x^ ^^L^^ifco^S^ltTk**; N, 
N-^f;V*M75F, N, N-^^l/T'-bFT' 
3F\ N-^f;V7-feF7 5F, N-y ^fefp U F> 
ft if o«tt»«4 2 j^WiStrtu ctizimwt: fete 2 

[0 0 2 1] *^^C43!/^T«, ^iraffli: LTUi^X h 

SI, tiM&Js Xb'Jx-v-HVE&ihSiJ, {g 

^f7x y — Mt-&wa ifffitsttossisipaij*^? 

[0 0 2 2] *^CDUi^XFfi^!|!Slti7';l/*US^ 

rv^ExTftifoss^T;!/* y ©zkfiM ; xf;v 
75y yptf^xsvftifom— TS>W£D?J<^; 
^x^l/T 5. y7a t°;IxX5 >ft if(0lgr:T 5 >0 
7j<j@J!$ ; M)^f;V75y, b yx^Z5:>ftifiD^ 
H7 5 >P)7kffiffi. ; ^x^l/X^ry— ;V7'5 F'Jx 

#y— ^rs^ftifoT^P— ^ys^isoTkJSffi ; r- 
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T^-^AkFa^F, b'Jif^k Kn+i/^f 
^I/TV^xi^At: Fn4^>F. h U ><^Vti Fn=^S/x 

[00 2 3] *%f^O h fflj&%^£iJ^P£-£ 10 

ic&*) mM L?m mmfrmmik-t* c t k j: t> w 

tooymyt-zm^ztizmymtL^rteM^wi. ktf 
Efc, ss^^^jas cs5te^-^) fefT-jctT, 

[0 0 2 4] 20 
[SIMP] CtT»c#«ta, HSt«*P»fT*S 

[0 0 2 5] 3-^f;l/-2-7f^ 

Z—ttib—Z—frl/— 1 -at"— )V (0. 5 1mo 
1) , MJm^KF^VS 1. 6 g (0. 5 lrao 
1 ) „ i?^nn7t 0 0m 1 5r 1 U-y S;V7^X3 
icftjA^ OiC^aiLfeo ^n^orTTJg^L&tf 
£u 7nt7W^DV-i'hMO0. 9g (0. 5 0 30 
mo 1) tlSJIHWriTFU KKfflL-e 3 BPIHfflW 

ISL, 66. 5g©3-^f;V-2™7r^ 

[0 0 2 6] C^0|1) 4- C3-^^;V-2-^-r- 

4-tFn^Xf!/V7 2. lg (0. 6 0mo 
1) „ n-^"^;b t!^J"JI/-M7. Og (0. I 40 
2 mo 1) , rVmv^n-F'J;!, 1. 5g 
( 0 . 0 0 9mol), *J-**Vl/ 1 5 0 m 1 5 0 0 
m I 07vXnfc{±iA^ ^*M?S?tT. 8 0°CT?2 0B# 
H8U¥*ff ofc 0 »6*iftEJS3R*5 U v \~)W>*i/\s 

S?Xf^x-f;!/ 2 0 0ml tcjgp^^ 3 V v F;l/£0 

(10 . COHttiS^4 3|i||»»3)gbfc©-S, ttftU 2 
3. 6 g©4-K FD^->Xf U>/n~7f ;P 
y'Jl'-hi^ttffc GPCt) so 
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ff£>£S*, Mw=5, BOO^ofto S7c, l H-N 

n - ^ £ i> V Is- h m-Br&coM-Britmi 6 8/ 

3 2T?Soft 0 
[0 0 2 7] ©flEfflilS 

^^^!;i/-M^ft2 3. 6g, 7-bhyi50mI 
1:5 0 0ml 7vXn{cftiA^ ?§ft¥^-&fco ~n^# 

-h7. 7g (0. 0 3 7mol),»»'JW 
6. 9g (0. 0 5 mo 1) , 3 9ftAU ^A8. 3 g 
(0. 0 5 mo 1) 5 0 *CT» 8 WMBBMeff o 

ft D f# 6 ftfcKJSitt> 6 ftffi*R$£ L 5 U "y h ;P 

5tiftlS^^^J:^l/x.— r7l/ 10 0ml Kl?gf|p£ 
5 U >v h^^yefiXL, *Ufca3B«ttjlB 

28. 3 g£D4- (3-^f;l/-2-7"f-Jl' 

^^X^-U^/n-y^l/ j(^^iJb-FiiI-&ft5: 
Wfco ft Btlfcfi-g-f*^ GPCM©S1, Mw = 
5, 6 6 0^ft„ Sft, 'H-NMRX^i?h;lJ? 
flfOiiem, 4- (3-^^l/-2-r^;l/^-^FS/*;I/ 
^-^^l^+S-O X^-U>/4-t: Fn^XfP 
V/n-T^U *£*"J U— h4>ft*U:, 2 3/4 9 
/2 8t^ofe„ 

[0 0 2 8] (^Icl2) 4- (3-^f;l/-2-7f 
r:^^^^^^^^!/^^) X^l^/ 4 - 1 
Fn^>X?Uy/2-t Fn^->ai^;l/ ^^^Ub 

-h 

2-tFn^yx^ U— h 1 5. 6g 

(0. 1 2 mo 1) fcffl^Sfl&fct&jaffll 
ffti5 2 2. 2g©2-tFD^>lfjP ^£i?y 

h/4 -t Fn^r'>x^ix>«^-#^f#fc 0 mzn 

fzW.'&mZ, G P C^MffOUSS, Mw= 6, 3 0 076 

Sft, 'H-NMRX^^F/HSffOfgl, 4- 
t: Fn^yx?l/>/2-t: Fa^'>xf;l/ ^5f^U 

u— h m&fcom.'gbbmz 74/26x^-3^ 

^^tC»6>nfc4-HFn^i/X^ L L'V/2-ti Fo+ 
S>i^-;l/ jt^^'JWM^2 2. 2gSfflVi?l 

it, ■£f&Mi®kmm<Dmmz£ , 3. latu 26. 5 

g cr> 4 _ ( 3 _ ^ 2 -^t--^*^*;!//^— )\> 

xfuy/4-tFP^>x^i/y/2 
-KH P^~>3i^;V *ft#Vls—b «fi-&ft:*»fc. 
^StlftM-a-f*^ GPC^ffiOM^ Mw=6, 3 5 

J6, 4- (3-^^;b-2-^n^^S'*;l/#- / )i/ 
Xfl/>/4-tKnti'X5 L l/y/2 
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5 2/2 5T£ofc 0 

[0 0 2 9] (MM3) eX7x/-;b-A tfX 

3 2 - y-x--^ y P T *Z -T— h 2 4 . 8 g 

(0. 1 2 mo 1 ) , t!X7xy- ;!/-A 1 1. 4g 
(0. 05mol)£:300ml "7^XrHc{±}A^ D 
MF 1 00ml SStWRK* 
6. 6g (0. IZmol), £3{t*U ")A19. 9 
g (0. 1 2mo 1) *gsfi[JU 4 0°CT1 OWPeHjfi# 

»*fTofto f#&ti/caa«^np^yi 0 0 
m 1 5 %7j<^ft^ y ^ ttftfttt 

iffiKB56*tfV\ 14. 7gOW7x/^l/-A 
[0 0 3 03 (HlffiffJl— 9. tfc«ffli~2) 

?i oogs. Bfea^SijtbTffrias CD - (4) t« 
jswwutsa* o $ fctt 4 o be. y y m^mmmi o . 



16 

0 lflS*attX/^W 4 0«5fciS»SHi\ 0. 1 fim<D 

7tS) TiMLT* 1 lc«flaj*OU?x hSKtH 
Kbfe* *i*©M»©iotBu{t:PVPi4^ W 
■¥5-2 4 9 6 7 3 ^»IEffi<D*iSW 1 O^fetc^ 

-;i/7xy-M (g p c»Wic«J;sa»¥^?« 

(Mw) tt6, 0 0 0) T*So *l/^hSS*^»J 
n>^m^— ±£Xfcf>:3— hLftl, 9 0W9 0» 

H*JBjaibteo C(D^XA^KrFx*^Xr7^ 
— (NA-0. 4 5) ^fXhffll/^fMffl^TDt 
Sfrofec Ot^, 9 0 D C^6 o^H^— irftfr 

- »M©»aHB**ff^\ #s*a!><*— ^*»fc 0 sea* 
^b?c±i^ r^jg®j on) fcs^n^nw* 

[0 0 3 1] 



30 



40 



50 



WHPF8-2 5 4 8 2 0 

17 18 

1 ) 





1/ is 






W BE M * 






««^» 


m m » 
















XL. /I J *I 


*2 


*2 


*3 






i 
i 




5£ U) 


0SS5 


1 5 


1 5 


0. 250 




3£ 


o 


<a-«0i i 






i 4 


1 4 


0. 275 






3 


-frJ&lSU 1 


^ C3) 


OSli 


1 4 


I 4 


0. 250 


a# 




4 


^fifctfl! 1 


^ C3> 


4 Ogfl 


1 ft 


1 9 


0, 275 






5 






0 eJ5 


1 6 


1 S 


0. 275 






6 






OSS 


1 5 


1 5 


0.250 






7 


Arisen 2 


* (4) 




1 2 


1 2 


0. 275 






8 


tBuftPVP 


* (2) 


OSiS 


1 3 


1 4 


0- 275 






9 


tBuftPYP 


* (3) 


OBB 


1 3 


1 4 


0. 250 




it 


1 




#5 


4 0^ 


7 


1 8 


0. 325 














1 2 


2 5 


0. 350 




m 


2 




*5 


035 











* 1 ®mm±miii&M$x-Wzft£te<Dma&-?mm. 



[0 0 3 2] c 6, ^K7i;- 
* >iiXfM PAGt LTgsfa Lfe U^X h ffifig^I so 

e Dgfteu < , mmmm., ism® 

[0 0 3 3] (SlSfetfU 1 0 ) iEWS^i: LT^M 1 

tZtctetffiffllt LTMJ7 ^rt/X^X^A h'J7l/ 
— J- (^--^il^PAG) 2g&, 5gB, 1 OSEs 20 

gtx^/W 4 OgPKjgSSHtv 0. 1 pm«#'J-rI-7 



[0 0 3 4] 



Waft/HJWllKfTWlW K^^t-TB 2# 1 ^ 



8-254820 

PATENT ABSTRACTS OF JAPAN 

(1 1)Publication number : 08-254820 
(43)Date of publication of application : 01.10.1996 

(51)Int.CI. G03F 7/004 

G03F 7/039 
H01L 21/027 



(21 Application number : 07-084730 


(71)Applicant 


: NIPPON ZEON CO LTD 


(22)Date of filing : 1 6.03.1 995 


(72)Inventor : 


TANAKA HIDEYUKI 






ABE NOBUNORI 






SUGIMOTO TATSUYA 






WADA YASUMASA 



(54) RESIST COMPOSITION 



(f-SO^o)^ (57)Abstract: 

L*^^)* PURPOSE: To provide a resist material excellent in resist 

? characteristics such as sensitivity, resolution and pattern shape and 
fit for lithography using far UV of short wavelength or KrF excimer 

gj, _] ^ laser light of short wavelength by incorporating a compd. having an 

: ' |[ acid-decomposable group and partial sulfonic ester of polyhydric 

^S-^^Y^^H 4 phenol as a compd. which forms an acid when irradiated with active 

CONSTITUTION: In this resist compsn. contg. a compd. having an 
ft fi acid- decomposable group and a compd. which forms an acid when 

Wn^ Jn^J^ irradiated with active light, the latter compd. is partial sulfonic ester 

I, JL J; • of polyhydric phenol, preferably a compd. represented by formula I or 

feft R 11 n In the f ormu | a l f R i s a group represented by formula II, each of (m) 

r1Q ^ and (n) is an integer of 1-5 and m+n<6. In the formulae II, III each of 

R1-R12 is H, halogen, hydroxyl or 1-3C straight chain or branched 



alkyl. This resist compsn. is suitable especially for use as a positive type resist for fine working of a 
semiconductor device. 
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JPO and INPIT are not responsible for any 
damages caused by the use of this translation. 

1This document has been translated by computer. So the translation may not reflect the original precisely. 
2.**** shows the word which can not be translated. 
3.1n the drawings, any words are not translated. 



[Claim(s)] 

[Claim 1]A resist composition, wherein a compound which generates acid by the exposure of active light in a 
resist composition containing a compound which has an acidolysis nature group, and a compound which 
generates acid by the exposure of active light is partial sulfonic ester of polyhydric phenol 
[Claim 2]Partial sulfonic ester of polyhydric phenof is general formula (I). 
[Formula 1] 



( — formula (II) — R 1 - R 5 are a straight chain of a hydrogen atom, a halogen atom, a hydroxyl group, or the 
carbon numbers 1-3, or an alkyl group of branching inside.) — or following formula (III) 
[Formula 3] 



CLAIMS 




(The inside of formula (I) and R are following formula (II)s.) 
[Formula 2] 




CI i> 



2 



8-254820 

R 6 




(III) 



R 9 R 10 

( — formula (III) — R 6 - R 12 are a straight chain of a hydrogen atom, a halogen atom, a hydroxyl group, or the 
carbon numbers 1-3, or an alkyl group of branching inside.) — it is — m and n are the integers of 1-5, 
respectively, and m+n is six or less, it is — the resist composition according to claim 1 . 



DETAILED DESCRIPTION 



[Detailed Description of the Invention] 
[0001] 

[Industrial ApplicationjThis invention relates to the radiation-sensitive constituent suitable as useful resist 
for the micro-machining of a semiconductor device using radiation called charged particle beams, such as 
far ultraviolet rays, such as an excimer laser, X-rays, and an electron beam, in more detail about a resist 
composition. 
[0002] 

[Description of the Prior Art]When manufacturing a semiconductor device, therefore, the picture has been 
acquired to the lithography technology which applies resist to a silicon wafer surface, builds a film, irradiates 
with light forms a latent image, subsequently develops it and forms the picture of a negative or a positive. By 
the way, IC, LSI, and the art that forms a minute pattern of 0.5micro or less in VLSI with high integration of 
a semiconductor, densification, and a miniaturization further are demanded. However, it is very difficult to be 
accurate and to form a minute pattern of 0.5 micrometer or less in the conventional lithography using a near 
ultraviolet ray and visible light, and it is remarkable. [ of a fall of the yield] For this reason, in order to change 
to the conventional photo lithography using near ultraviolet ray light with a wavelength of 350-450 nm and to 
raise the resolution of exposure, The lithography technology using a short far ultraviolet ray (ultraviolet C), a 
krypton-fluoride laser (KrF excimer laser light; wavelength of 248 nm), an electron beam of wavelength, etc. 
is studied. The acid catalyst and the chemical amplification effect are used in the lithography technology 
using such a short wavelength far ultraviolet ray or KrF excimer laser light. As a chemical amplification 
system resist composition using such art, For example, the thing of three component systems which consist 
of substrate polymers, an acid generator (compound which generates acid by the exposure of active light), 
and an admiration acid substance, An alkali solubility group is protected and the thing of the two-component 
system which consists of resin and the acid generator of the type which removes a protective group by 
making into a catalyst the acid by which it was generated by light, and restores the alkali solubility of 
substrate polymers is known. Since micro processing is possible for such a chemical amplification system 
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resist composition, although it is supposed that it is promising as future resist, The request level of the 
characteristics, such as sensitivity, resolution, etching nature, and PED (post exposure delay time) stability, 
is high, and the conventional resist composition does not fully satisfy these characteristics. For this reason, 
development of the new resist composition which the balance of various characteristics was able to take 
was desired. 
[0003] 

[Problem(s) to be Solved by the Invention]lf sulfonic ester of polyhydric phenoi is used as an acid generator 
as a result of inquiring wholeheartedly under this conventional technology so that artificers may get a new 
resist composition, It finds out that the positive resist of a chemical amplification system excellent in resist 
characteristics, especially PED stability is obtained, and came to complete this invention based on this 
knowledge. 
[0004] 

[Means for Solving the Problem]In a resist composition which contains a compound which has an acidolysis 
nature group, and a compound which generates acid by the exposure of active light in this way according to 
this invention, A resist composition, wherein a compound which generates acid by the exposure of active 
light is partial sulfonic ester of polyhydric phenol is provided. 
[0005] Hereafter, this invention is explained in full detail. 

(1) A compound which has an acidolysis nature group used in compound this invention which has an 
acidolysis nature group, It decomposes under existence of acid originating in a compound which generates 
acid by the exposure of active light, and if it is a substance which raises solubility over an alkali developing 
solution of an irradiation part of active light, it will not be limited in particular. 

[0006]As an example of a compound of having an acidolysis nature group, A compound which has an ether 
group, a compound which has an enal ether group, a compound which has an orthocarbonate group, A 
compound which has an acyl imino carbonate group, a compound which has a carbonate group, A compound 
which has C-O-C combination of a compound which has an orthoformate group, a compound which has an 
orthocarbonyl ester group, a compound which has a carbonyl ester group, etc. may be mentioned, and these 
compounds may be low molecular weight compounds, or may be high molecular compounds. Such a 
compound may be independent, or two or more kinds may be mixed and it may be used. 
[0007]As an example of a high molecular compound of having a <high molecular compound which has 
acidolysis nature group> acidolysis nature group, A hydrogen atom of a phenolic hydroxyl group of 
p-polyvinyi phenol t-butyl group, t-amyl group, a t-butoxycarbony! group, t-amyfoxy carbonyl group, 
t-butoxy carbonylmethyl group, t-amyloxy carbonyl methyl group, A hydrogen atom of a phenolic hydroxyl 
group of resin replaced with a multi-substitution allyloxy carbonylmethyl group etc., and hydrogenation 
p-polyvinyl phenol t-butyl group, t-amyl group, a t-butoxycarbonyl group, t-amyioxy carbonyl group, 
t-butoxy carbonylmethyl group, t-amyloxy carbonylmethyl group, An 1 ,1 -dimethyl- 2-propenyloxy 
carbonylmethyl group, a 1-methyl-2-butenyl oxycarbonyl methyl group, Resin etc. which were replaced by a 
3-methyl-2-butenyl oxycarbonyl methyl group etc., The resin;p-vinylphenol / p-t-butoxy styrene copolymer 
produced by introducing a specific acid instability group into a polymer, p-vinylphenol / p-t-amyloxy styrene 
copolymer, p-vinylphenol / p-t-buthoxycarbonyloxy styrene copolymer, p-vinylphenol / p-t-amyloxy 
carbonyloxy styrene copolymer, p-vinylphenol / p-1 ,1 -dimethyl- 2-propenyloxy carbonyl methyioxy styrene 
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copolymer, p-vinylpheno[ / p-1-methyl-2-butenyl oxycarbonyl methyloxy styrene copolymer, p-vinylphenol 
/ p-3-methy|-2-butenyl oxycarbonyl methyloxy styrene copolymer, p-vinylphenol / p-t-arnyloxy styrene / 
ethyl methacrylate copolymer, p-vinylphenol / p-t-buthoxycarbonyloxy styrene / ethyl methacrylate 
copolymer, p-vinylphenol / p-t-amyloxy carbonyloxy styrene / ethyl methacrylate copolymer, p - 
Vinylphenol / p— 1,1 -dimethyl- 2-propenyloxy carbonyl methyloxystyrene / ethyl methacrylate copolymer, p 
- Vinylphenol / p-1-methy[-2-butenyl oxycarbonyl methyloxystyrene / ethyl methacrylate copolymer, p - 
Vinylphenol / p-3-methy!-2-butenyl oxycarbonyl methyloxystyrene / ethyl methacrylate copolymer, p - 
Vinylphenol / p- 1,1 -dimethyl- 2-propenyloxy carbonyl methyloxystyrene / 2-hydroxyethyl methacrylate 
copolymer, p - Vinylphenol / p-1-methyl-2-butenyl oxycarbonyl methyloxystyrene / 2-hydroxyethyl 
methacrylate copolymer, p - Vinylphenol / p-3^methyl-2-butenyl oxycarbonyl methyloxystyrene / 
2-hydroxyethyl methacrylate copolymer, p - Vinylphenol / p-1 ,1 -dimethyl- 2-propenyloxy carbonyl 
methyloxystyrene / n-butyl methacrylate copolymer, p - Vinylphenol / p-1 -methy l-2~butenyl oxycarbonyl 
methyloxystyrene / n-butyl methacrylate copolymer, p-vinyiphenol / p- 1,1 -dimethyl- 2-propenyloxy 
carbonyl methyloxystyrene / 1-methylcyclohexyl methacrylate copolymer, p-vinylphenol / 
p-1-methyl-2-butenyI oxycarbonyl methyloxystyrene / 1-methylcyclohexyl methacrylate copolymer, 
p-vinylphenol / p-3-methyl-2-butenyl oxycarbonyl methyloxystyrene / 1-methylcyclohexyl methacrylate 
copolymer, p-vinylphenol / 1 -methyl cyclopentyl methacrylate copolymer, p-vinylphenol / 
1-methylcyclohexyl methacrylate copolymer, p-vinylphenoi / p-t-butoxystyrene / 1-methylcyclohexyl 
methacrylate copolymer, Copolymerization resin including a structural unit which has a protective group 
from which it is desorbed from acid, such as p-vinylphenol / p-t-amyloxy styrene / 1-methylcyclohexyl 
methacrylate copolymer, are mentioned. 

[0008]A functional group decomposes under existence of acid and a high molecular compound which has 
these acidolysis nature groups serves as alkali solubility, although solubility over an alkali developing solution 
is controlled in itself by having a functional group. Therefore, when using a high molecular compound which 
has an acidolysis nature group, it is not necessary to necessarily add alkalis soluble resin but, and it can also 
be used combining alkali solubility phenol resin, such as novolak resin. In using alkali solubility phenol resin 
together, a high molecular compound which has an acidolysis nature group acts as a lysis inhibition agent to 
an alkali developing solution of alkali solubility phenol resin, and if it reacts with acid, it will come to act as a 
dissolution accelerator. 

[0009]As a low molecular weight compound which has a <low molecular weight compound which has 
acidolysis nature group> acidolysis nature group, For example, t-butyl ghost of bisphenol A, t-amyl ghost, a 
t-butoxycarbonyl ghost, t-amyloxy carbonylation thing, t~butoxy carbonylmethyl ghost, t-amyloxy 
carbonyl methyl ghost a multi-substitution allyloxy carbonylmethyl ghost, t-buty[ ghost of trisphenoi PA, 
t-amyl ghost, a t-butoxycarbonyl ghost, t-amytoxy carbonylation thing, t-butoxy carbonylmethyl ghost, 
t-amyloxy carbonylmethyl ghost, a multi-substitution allyloxy carbonylmethyl ghost, etc. can be mentioned. 
These low molecular weight compounds are usually used with alkali solubility phenol resin. A iow molecular 
weight compound which has an acidolysis nature group acts as a dissolution retardant to an alkali developing 
solution of alkali solubility phenol resin, and if it reacts with acid, it will act as a dissolution accelerator. 
[0010]In using a compound which has an acidolysis nature group mentioned above with alkali solubility 
phenol resin, it usually uses it at a rate of three to 100 weight section to alkalis-soluble-resin 100 weight 

5 



8-254820 



section. If pattern formation of this using rate becomes impossible in less than three weight sections and it 
exceeds 100 weight sections conversely, sensitivity will fall and it will become easy to generate 
[0011](2) A compound (henceforth PAG) which generates acid by the exposure of active light used in 
compound this invention which generates acid by the exposure of active light is partial sulfonic ester of 
polyhydric phenol. As a sulfonic acid compound which forms polyhydric phenol and partial sulfonic ester, it is 
preferred that they are substitution good aromatic sulfonic acid or its derivative. As partial sulfonic ester of 
desirable polyhydric phenol, it is following formula (I). 
[Formula 4] 



(The inside of formula (I) and R are following formula (H)s.) 
[Formula 5] 




(1 n 



( — formula (II) — R 1 - R 5 are a straight chain of a hydrogen atom, a halogen atom, a hydroxyl group, or the 
carbon numbers 1-3, or an alkyl group of branching inside.) — or following formula (III) 
[Formula 6] 



( — formula (III) — R 6 - R 12 are a straight chain of a hydrogen atom, a halogen atom, a hydroxyl group, or the 
carbon numbers 1-3, or an alkyl group of branching inside.) — it is — m and n are the integers of 1-5, 
respectively, and m+n is six or less. The compound expressed is mentioned. As an example of such a 
compound, the compound expressed with following formula (1) - (9) is mentioned. 
[Formula 7] 



(r-so 2 o) 




ni 




din 



6 




[Formula 10] 
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(7) 



OH 

[Formula 14] 




(8) 



[Formula 15] 

F F 




(9) 



[001 2]these compounds — it may be independent, or two or more kinds may be combined, and it may use. In 
this invention, the using rate of partial sulfonic ester of polyhydric phenol as PAG, When using it combining 
the high molecular compound which has an acidolysis nature group and not using alkali solubility phenol resin 
together, it is usually one to 20 weight section preferably 0.1 to 50 weight section to the high molecular 
compound 100 weight section concerned. When using alkali solubility phenol resin together, it is usually one 
to 40 weight section preferably 0.1 to 50 weight section to the alkali solubility phenol resin 100 weight 
section concerned. If sensitivity falls in less than 0.1 weight sections, pattern formation becomes difficult 
and this using rate exceeds 50 weight sections, the dissolution rate of an unexposed part will increase, and 
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also when it is any, resist performance falls. 

[001 3] Partial sulfonic ester of polyhydric phenol which is PAG used by this invention has the outstanding 
character in which ****** of an exposure part by abundant combination which takes place by PAG used 
from the former does not arise. For this reason, if partial sulfonic ester of polyhydric phenol mentioned 
above instead of PAG, such as an onium salt system used from the former, is used, a thing which add in a 
large quantity and for which things can be carried out and sensitivity is raised as a result is more possible 
than the conventional PAG addition. 

[0014]ln a range (it is usually about 10 or less % of the weight preferably 20 or less % of the weight to partial 
sulfonic ester of polyhydric phenol) which does not spoil an effect of this invention in this invention, Things 
other than a compound mentioned above usually used as PAG can also be used together As an example of 
PAG which can be used together, diazonium salt, ammonium salt, Sulfonium salt, such as iodonium salt, such 
as diphenyliodonium triflate, and triphenylsulfonium triflate, Onium salt, such as phosphonium salt, arsonium 
salt, and oxonium salt; Containing halogen triazine compound, A containing halogen benzophenone series 
compound, a containing halogen sulfo KISAIDO system compound, A containing halogen sulfone series 
compound, a containing halogen thiazole system compound, A containing halogen triazole compound, a 
containing halogen 2-pyrone system compound, In addition, a containing halogen heterocycie-like compound, 
a containing halogen aliphatic hydrocarbon compound, Halogenated compound;1 ,2-benzoquinone diazido 
4-sulfonic ester, such as a containing halogen aromatic hydrocarbon compound and a sulfenyl halide 
compound, Sulfonic ester of a quinone diazide derivative [ like ], such as 1,2-naphthoquinonediazide 
4-sulfonic ester and 1 ,2-naphthoquinonediazide 5-sulfonic ester, and 1 ,2-benzoquinone 2-diazido 
4-sulfonic acid chloride, 1,2-naphthoquinone 2-diazido 5-sulfonic acid chloride, 1 ,2-naphthoquinone 

1 - diazido 6-sulfonic acid chloride, Quinone diazide compounds, such as sulfonic acid chloride of quinone 
diazide derivatives, such as 1 ,2-benzoquinone 1 -diazido 5-sulfonic acid chloride; Unreplaced, An alkyl group, 
an alkenyl group, an aralkyl group which were replaced symmetrically or asymmetrically, alpha [ which has an 
aromatic group or a heterocycle-like group ], and alpha'-bis(sulfonyl)diazomethane compound; Unreplaced, 
An alkyl group, an alkenyl group, an aralkyl group which were replaced symmetrically or asymmetrically, An 
alpha-carbonyl alpha'-sulfonyldiazomethane compound which has an aromatic group or a heterocycle-like 
group; Unreplaced, An alkyl group, an alkenyl group, an aralkyl group which were replaced symmetrically or 
asymmetrically, Sulfone compounds, a disulfon compound which have an aromatic group or a 
heterocycle-like group; Carboxylate, Organic acid amide, such as organic acid ester; carboxylic amide, such 
as sulfonic ester and phosphoric ester, sulfonic acid amide, and amide phosphate; organic acid imide, such as 
carboxylic acidimide, sulfonic acidimide, and phosphoric acidimide, is mentioned. 

[0015](3) As alkali solubility phenol resin used in alkali solubility phenol resin this invention, For example, 
condensation reaction output of phenols and aldehyde, condensation reaction output of phenols and ketone, 
a vinyl phenol system polymer, an isopropenyl phenol system polymer, hydrogenation reaction output of 
these phenol resin, etc. can be mixed and used. 

[0016]As an example of phenols used here, Phenol, o^cresol, m-cresof, p-cresol, 2,3-dimethylphenol, 
2,4-dimethylphenol, 2,5-dimethylphenol, 3,4-dimethylphenol, 3,5-dimethylphenol, 2,3,5-trimethyl phenol, 
3,4,5-trimethyl phenol, 2-t-butylphenol, 3-t-butylphenol, Phenols of monovalence, such as 4~t-butylpheno[; 

2- methyl resorcinol, Polyhydric phenol;2-methoxy phenof, such as 4-methyl resorcinol, 5-methyl resorcinol, 
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and 4-t-butyl catechol, 3-methoxy phenol, 2-propy!phenol, 3-propylphenol, 4-propylphenol, 2-isopropyl 
phenols, 3-isopropyl phenols, A partial etherification thing of polyhydric phenol, such as 4Hsopropyl phenols, 
2-methoxy-5~rnethyl phenol, 2-t-butyl~5~rnethyl phenol, Timor, and isoTimor, etc. are illustrated. 
[0017]As an example of aldehyde, formalin, paraformaldehyde, A trioxane, acetaldehyde, propylaldehyde, 
benzaldehyde, Phenylacetaidehyde, alpha-phenylpropyl aldehyde, beta-phenylpropyl aldehyde, 

0- hydroxybenzaldehyde, m-hydroxybenzaldehyde, p^hydroxybenzaldehyde, o-chlorobenzaldehyde F 
m-chlorobenzaldehyde, p-chlorobenzaldehyde, o-nitrobenzaldehyde, m-nitrobenzaldehyde, 
p-nitrobenzaldehyde, o-methylbenzaldehyde, m-methylbenzaldehyde, p^methylbenzaldehyde, 
p-ethylbenzaldehyde, p^n-butylbenzafdehyde, terephthalaldehyde, etc. are illustrated. As an example of 
ketone, acetone, methyl ethyl ketone, a diethyl ketone, dipheny! ketone, etc. are illustrated. These 
compounds can be independent or can also be used combining two or more kinds. Such condensation 
reaction output can be acquired by making a conventional method, for example, phenols, aldehyde, or ketone 
react under acid catalyst existence. 

[001 8] A vinyl phenol system polymer is what is chosen from a homopolymer of vinylphenol, and a copolymer 
of vinylphenol and a copoiymerizable ingredient, Isopropenyl phenol system polymers are a homopolymer of 
isopropenylphenol, and a copolymer of isopropenylpheno! and a copoiymerizable ingredient. As an example of 
vinylphenol, isopropenylphenol, and a copoiymerizable ingredient, acrylic acid, methacrylic acid, styrene, a 
maleic anhydride, maleic acidimide, vinyl acetate, acrylonitrile, these derivatives, etc. are illustrated. A 
copolymer is obtained by a welhknown method. Hydrogenation reaction output of phenol resin dissolves a 
conventional method, for example, the above-mentioned phenol resin, in an organic solvent, and is acquired 
by performing hydrogenation under existence of a homogeneous system or a heterogeneous catalyst. A 
hydrogenation rate is 0.1 to 70% of usually 3 to 40% still more preferably 1 to 50% preferably. If a 
hydrogenation rate exceeds 70%, the alkali solubility of resin fails and it is unsuitable as substrate polymers 
for resist. Even when it is independent, it is used, but two or more kinds may be mixed and these alkali 
solubility phenol resin may be used. 

[0019]ln order to improve development nature, preservation stability, heat resistance, etc. if needed to a 
resist composition of this invention, For example, a copolymer with styrene, acrylic acid, methacrylic acid, or 
a maleic anhydride, a copolymer of an alkene and a maleic anhydride, a vinyl alcohol polymer, a 
vinyl-pyrrolidone polymer, rosin, a shellac, etc. can be added. 

[0020]ln this invention, it is made to dissolve in a solvent and a resist composition which consists of said 
resin and PAG is used. Can use a solvent and what is generally used as a solvent for resist compositions as 
an example, Ketone;n-propanol, such as acetone, methyl ethyl ketone, cyclohexanone, and cyclopentanone, 

1- propanol, n-butanol, i-butanol, t~butanol, Alcohols, such as cyclohexanol; Ethyleneglycol dimethyl ether, 
Ether, such as ethylene glycol diethylether and dioxane; Ethyleneglycol dimethyl ether, Ethylene glycol 
monoethyl ether, propylene glycol monomethyl ether, Alcoholic ether, such as propylene glycol monoethyl 
ether; Propyl formate, Butyl formate, propyl acetate, butyl acetate, methyl propionate, ethyl propionate, 
Ester species;alpha-oxymethyl propionates, such as methyl butyrate and ethyl butylate, Hydroxy acid ester 
species, such as alpha-oxyethyl propionate, 2-methoxy methyl propionate, and 2-methoxy ethyl propionate; 
A cellosolve acetate, rnethyl-cellosolve acetate, ethylcellosolve acetate, a propyl cellosolve acetate, 
Cellosolve ester species, such as butyHcellosolve acetate; Propylene glycol, 
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Propylene-glycol-monomethyhether acetate, propylene glycol monoethyl ether acetate, Propylene glycols, 
such as propylene glycol monobutyf ether; Diethylene GIRIKORU monomethyl ether, Diethylene glycol 
monoethyl ether, diethylene glycol dimethyl ether, diethylene-glycols [, such as diethylene-glycol 
diethylether, ]; — halogenated hydrocarbon [, such as trichloroethylene ]; — toluene. Aromatic hydrocarbon, 
such as xylene; polar solvents, such as N.N-dimethyiformamide, N.N-dimethylacetamide, 
N-methylacetamide, and Nhnethyl pyrrolidone, etc. are illustrated, and these may be independent, or may 
mix two or more kinds, and may use. 

[0021] An additive agent with compatibility, such as what is generally added by resist composition as an 
additive agent, for example, a surface-active agent, preservation stabilizer, a sensitizer, a striae SHON 
inhibitor, and a low molecule phenoiic compound, can be made to contain in this invention. 
[0022]A!though a resist composition of this invention usually uses an aikafine aqueous solution as an alkali 
developing solution, As an example, sodium hydroxide, a potassium hydrate, a sodium silicate, Solution of 
inorganic alkali, such as ammonia; Solution; diethyiamine of primary amines, such as ethylamine and 
propylamine, Solution of secondary amines, such as dipropyl amine; Solution; diethylethanolamine of tertiary 
amines, such as trimethylamine and triethylamine, Solution of alcohol amines, such as triethanolamine; 
Tetramethylammonium hydroxide, Tetraethylammoniumhydroxide, trimethyl hydroxymethyl ammonium 
hydroxide, Solution of quaternary ammonium hydroxide, such as triethylhydroxymethyl ammonium hydroxide 
and trimethylhydroxyethylammonium hydroxide, etc, are mentioned. Water soluble organic solvents, such as 
methanol, ethanol, propanol, and ethylene glycol, a surface-active agent, a dissolution retardant of resin, etc. 
can be added to the above-mentioned alkaline aqueous solution if needed. 

[0023]After applying a resist solution in which a solvent was made to dissolve a resist composition of this 
invention to substrate faces, such as a silicon wafer, with a conventional method, a resist film can be formed 
by carrying out dry removal of the solvent. Especially as a coating method at this time, the object for prizes 
of the spin coating is carried out. Thus, as a source of exposure used for an obtained resist film by exposure 
for making a pattern form, a far ultraviolet ray, KrF excimer laser light, X-rays, an electron beam, etc. are 
mentioned. A deprotection reaction is made to end by heat-treating after exposure (after-exposure bake). 
[0024] 

[Example]A reference example, a synthetic example, and an example are given to below, and this invention is 
explained to it still more concretely. The part in each example and % are weight references as long as there 
is no notice especially. 

[0025](Reference example 1) 3~methyl-2-butenyl The synthetic 3-methyH2-butene-1 -oar (0.51 mol) of 
bromo acetate, 51.6 g (0.51 mol) of triethylamine, and 300 ml of dichloromethane were taught to one liter 
flask, and it cooled at 0 **. Stirring this under 0 **, the bromoacetyl star's picture 100.9g (0.50 mol) was 
dropped over 1 hour, and also stirring was continued at the room temperature for 3 hours. Solid content is 
filtered from the obtained reaction mixture, and it distills after 3 times rinsing, and is 66.5 g of 
3-methyl-2-butenyL Bromo acetate was obtained. 

[0026] (Synthetic example 1) 4-(3-methyl-2-butenyl oxycarbonyl methyloxy) styrene / 4-hydroxystyrene / 
n-butyl 72.1 g (0.60 mol) of methacrylate polymer ** polymerization process 4-hydroxystyrene, n-butyl 1 7.0 
g (0.12 mol) of methacryiate, azobisisobutyronitrile 1.5 g (0,009 mol) and 150 ml of dioxane were taught to a 
500-ml flask, and stirring was performed at 80 ** under the nitrogen air current for 20 hours. The obtained 
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reaction mixture was supplied to 5 I. of xylene, and the produced precipitation was filtered. The obtained 
solid content was dissolved in 200 ml of diethylether r it supplied to 3 I. of n-hexane, and the produced 
precipitation was filtered (reprecipitation operation). It dries, after repeating this reprecipitation operation 3 
times, and they are 23,6 g of 4-hydroxystyrene / n-butyl. The methacrylate polymer was obtained. The 
obtained polymer was Mw=5,600 as a result of GPC analysis. They are 4-hydroxystyrene / n-butyl as a 
result of 1 H-NMR spectrum analysis. The polymerization ratio of the methacrylate polymer was 68/32. 
[0027]** 4-hydroxystyrene / n-butyl methacrylate polymer 23.6g, and 150 ml of acetone which were 
obtained by the ornamentation process point were taught to a 500-ml flask, and it was made to dissolve. 

3- methyl-2-butenyl obtained by the reference example 1 to this 7.7 g (0.037 mol) of bromo acetate, the 
anhydrous potassium carbonate 6.9g (0.05 mol), and 8.3 g (0.05 mo!) of potassium iodide were added, and 
stirring was performed at 50 ** for 8 hours. After removing salts from the obtained reaction mixture, it 
supplied to 5 I. of n-hexane, and the produced settlings were filtered. The obtained solid content was 
dissolved in 100 ml of diethylether, it supplied to 5 I. of hexane, and the produced precipitation was filtered 
(reprecipitation operation). It dries, after repeating this reprecipitation operation twice, and they are 28.3 g of 

4- (3-methyl-2-butenyl oxycarbonyi methyloxy) styrene / 4-hydroxystyrene / n-butyl. The methacrylate 
copolymer was obtained. The obtained polymer was Mw=5,660 as a result of GPC analysis. They are 
4-(3-methyl-2-butenyl oxycarbonyi methyloxy) styrene / 4-hydroxystyrene / n-butyl as a result of 
1 H-NMR spectrum analysis. The ratios of methacrylate were 23/49/28. 

[0028](Synthetic example 2) 4-(3-methy|-2-butenyl oxycarbonyi methyloxy) styrene / 4-hydroxystyrene / 
2-hydroxyethyl Methacrylate polymer ** polymerization process 2-hydroxyethyl 15.6 g (0.12 mol) of 
methacrylate. It uses and also is 22.2 g of 2-hydroxyethy[ by the same operation as synthetic example 1**. 
Methacrylate / 4-hydroxystyrene polymer was obtained. The obtained polymer was Mw=6,300 as a result of 
GPC analysis. The polymerization ratio of 4-hydroxystyrene / 2-hydroxyethyl methacrylate polymer was 
74/26 as a result of 1 H-NMR spectrum analysis. 

** Use 4-hydroxystyrene / 2-hydroxyethyl methacrylate polymer 22.2g obtained by the ornamentation 
process point, and also. It dries by the same operation as synthetic example 1**, and they are 26.5 g of 
4~(3-methyl-2-butenyl oxycarbonyi methyloxy) styrene / 4-hydroxystyrene / 2-hydroxyethyi. The 
methacrylate copolymer was obtained. The obtained polymer was Mw=6,350 as a result of GPC analysis. 
They are 4-(3-methyl-2-butenyl oxycarbonyi methyloxy) styrene / 4-hydroxystyrene / 2-hydroxyethyl as a 
result of ^-NMR spectrum analysis. The ratios of methacrylate were 23/52/25. 

[0029] (Synthetic example 3) Bisphenol A 24.8 g (0.12 mol) of synthetic 3-methy|-2-butenyIbromo acetate of 
bis(3-methyl-2-butenyl oxycarbonyi methyDether, Bisphenoi A After teaching 1 1 .4 g (0.05 mol) to a 300-ml 
flask and making it dissolve in DMFIOOml, the anhydrous potassium carbonate 16.6g (0.12 mol) and the iodine 
potassium 19.9g (0.12 mol) were added, and stirring was performed at 40 ** for 10 hours. Reaction mixture 
was cooled after that and filtration and concentration of salts were performed. Make it dissolve in 100 ml of 
dichloromethane, and the obtained rough product A 5% potassium hydroxide solution, A saturation salt 
solution washes 3 times, respectively, magnesium sulfate performs solvent distilling out after desiccation, 
and it is 14.7 g of bisphenol A. Bis(3-methyl-2-butenyl oxycarbonyi methyDether was obtained. 
[0030](Examples 1-9, comparative examples 1-2) Make into ten copies or a comparative example 100 copies 
of substrate polymers, and the compound expressed with said formula (1) - (4) as an acid generator, and 
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Five copies of triphenylsulfonium triflate, And the resist solution of the presentation which dissolves 0 or 40 
copies, and 0.01 copy of fluorochemica! surfactant in 440 copies of ethyl lactates, filters the dissolution 
retardant obtained in the synthetic example 3 with the 0.1 -micrometer filter made from 
polytetrafluoroethylene (made by Nihon Millipore), and is shown in Table 1 was prepared. tBuHzed PVP of 
the column of resin in Table 1 is t-butyl acetate refining poly (4-vinylphenol) (the weight average molecular 
weight (Mw) by GPC analysis is 6,000) prepared in accordance with the method of Example 1 given in 
JP,5-249673,A. After carrying out the spin coat of each resist solution on a silicon wafer, the resist film of 
1.0 micrometer of thickness was formed by performing bake for 90 seconds at 90 **. This wafer was 
exposed using REKUCHIRU for a test with the KrF excimer stepper (NA=0.45), Subsequently, after 
performing bake for 60 seconds at 90 **, tetramethylammonium hydroxide solution performed the immersion 
phenomenon for 1 minute, and the positive type pattern was obtained. A result is shown in Table 1. 
Sensitivity measured the case (column of "sensitivity **" in front) where bake was carried out to the case 
(column of "sensitivity **" in front) where bake is carried out immediately after exposure, after 
after-exposure 20-minute progress, respectively. Resolution and pattern shape are the measurement data 
of the bake after exposure 20-minute progress. 
[0031] 
[Table 1] 
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[0032]When the resist composition which added partial sulfonic ester of poiyhydric phenol as PAG was used 
from this result, PED stability was good, and it turned out that ideal sensitivity and high resolution nature and 
good pattern shape are acquired. 

[0033](ExampIe 10) As 100 copies of resin obtained in the synthetic example 1 as substrate polymers, and 
an acid generator, as the compound or comparative example of a formula (3) Two copies of 
triphenylsuifonium triflate (onium salt system PAG), Five copies, ten copies, 20 copies or 30 copies, and 0.01 
copy of ftuorochemical surfactant were dissolved in 440 copies of ethyl lactates, it filtered with the 
0.1 -micrometer filter made from polytetrafluoroethylene (made by Nihon Millipore), and the resist solution 
was prepared. Using this resist solution, the positive type pattern was obtained by the same method as 
Example 1, and the existence of ****** was checked. As a result, as for partial sulfonic ester of poiyhydric 
phenol, ****** was considerably accepted by ten copies at onium salt system PAG to the pattern with a 
good pattern having been obtained with any addition, and ****** not having been accepted. 
[0034] 

[Effect of the Inventionjln this way, according to this invention, it excels in resist characteristics, such as 
sensitivity, definition, and pattern shape, and a resist material suitable for the lithography using the short far 
ultraviolet ray and KrF excimer laser light of wavelength is obtained Especially the resist composition of this 
invention is preferred as a positive resist for micro processing of a semiconductor device. 



[Translation done.] 
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